General experimental
All reactions were carried out in flame or oven dried glassware under a dry nitrogen atmosphere unless otherwise stated. Tetrahydrofuran and diethyl ether were dried over sodium wire. Dichloromethane, pyridine and triethylamine were dried over calcium hydride. Ethanol and methanol were dried over magnesium ethoxide and methoxide respectively. All solvents were distilled prior to use. Flash chromatography was carried out using 0.063-0.1 mm silica gel with the desired solvent. Thin layer chromatography (TLC) was performed using UV fluorescence and/or staining with: vanillin in methanolic sulfuric acid, a solution of ammonium heptamolybdate and cerium sulfate in aqueous sulfuric acid, iodine or a solution of potassium permanganate and potassium carbonate in aqueous sodium hydroxide. High resolution mass spectra were recorded at a nominal resolution of 5000 to 10000. Infrared spectra were obtained using a Perkin-Elmer Spectrum One Fourier Transform IR spectrometer with a universal attenuated total refractance (ATR) attachment installed. Absorption maxima are expressed as wavenumber (cm -1 ). NMR spectra were recorded on either a Bruker DRX300 spectrometer operating at 300 MHz for 1 H nuclei and 75 MHz for 13 C nuclei or using a Bruker DRX400 spectrometer operating at 400 MHz for 1 H nuclei and 100 MHz for 13 C nuclei. All chemical shifts are reported in parts per million (ppm) relative to tetramethylsilane ( 1 H) and CDCl 3 ( 13 C). 1 H NMR data is reported as chemical shift, relative integral, multiplicity (s, singlet; d, doublet; t, triplet; q, quartet; quint, quintet; dd, doublet of doublets; dt, doublet of triplets), coupling constant (J Hz) and assignment. Melting points were determined on a
Kofler hot-stage apparatus and are uncorrected. Reversed-phase HPLC was run on a Waters 600 HPLC photoiodide array system using a Phenomenex C 18 column (5µ Gemini, 250 x 10 mm).
5,6-Dibromo-2'-demethylaplysinopsin (12)
A solution of 5,6-dibromoindole-3-carboxaldehyde 13 (72 mg, 0.24 mmol) in ethylene glycol (0.25 mL) was added to a solution of 2-amino-1-methylimidazol-5-one 14 (41 mg, 0.36 mmol) in ethylene glycol (0.25 mL) and the reaction mixture was heated at 130 °C for 2 h. Additional 14 was added (13.5 mg, 0.12 mmol) in ethylene glycol (0.5 mL) and the reaction mixture heated at 130 °C for a further 2 h. The reaction mixture was cooled, diluted with water (30 mL) and extracted with ethyl acetate (4 x 30 mL). The organic layers were combined, washed with water (4 x 25 mL), dried (MgSO 4 ), filtered and concentrated in vacuo. The crude solid was purified by flash chromatography (silica gel; dichloromethane-methanol, 9:1) to give the title compound as the free base 12 3475, 3161, 2921, 2852, 1674, 1620, 1565, 1515, 1487, 1445, 1358, 1307, 1293, 1235, 1221, 1165, 1109, 1091, 1023, 1072, 904, 847 
